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Experimental Section
General 1 H and 13 C NMR spectra were recorded on a 300 MHz instrument. Chemical shifts (δ) are expressed in ppm downfield from TMS as an internal standard. The letters s, d, t, q, and m are used to indicate singlet, doublet, triplet, quadruplet, and multiplet, respectively. Analytical HPLC analysis were carried out on a Shimadzu LC20-AD chromatograph equipped with a C18 reversed-phase (RP) analytical column (150 x 4.6mm, particle size 5 μm) at 37 °C using a mobile phase A (water/acetonitrile 90:10 (v/v) + 0.1% TFA) and B (acetonitrile + 0.1% TFA) at a flow rate of 1.5 mL/min. The following gradient was applied: linear increase from solution 3% B to 25% in 9 minutes, 25% B to 80% in 7 min hold at 80% B for 1 minute. Low resolution mass spectra were obtained on a LC-MS instrument using electrospray ionization (ESI) in positive or negative mode (Shimadzu LCMS-2020). All chemicals, solvents, catalysts, and ligands were obtained from known commercial suppliers and were used without any further purification. Microwave reactions were carried out in a Biotage Initiator+ singlemode microwave instrument. Reaction times refer to hold times at the temperatures indicated, not to total irradiation times. The temperature was measured with an IR sensor on the outside of the reaction vessel. Thin-layer chromatography was performed on tlc silica gel 60 f254 20 x 20 cm. Trifluorotoluene was used as internal standard for 19 F NMR. 
S4
Methyl 3,3-(difluoro)-2,2-diphenylpropanoate (2a)
The product mixtures were collected and the solvent removed in vacuo. The products were isolated by thin layer chromatography (dichloromethane/hexane = 3/2 (v/v) 
Diethyl 2-(difluoromethyl)-2-phenylmalonate (2b)
Diethyl 2-(difluoromethyl)-2-phenylmalonate (2c)
The product mixtures were collected and the solvent removed in vacuo. The products were isolated by thin layer chromatography (dichloromethane/hexane = 3/2 (v/v)). Yield: 39% by 6, 129.0, 128.3, 126.7, 116.7 (dd, 1 J CF = 247.1, 245.5 Hz), 54.8, 52.8, 14.7.
S5
Dimethyl 2-(difluoromethyl)-2-ethylmalonate (2d)
The product mixtures were collected and the solvent removed in vacuo. The products were isolated by thin layer chromatography (dichloromethane/hexane = 3/1 (v/v) 
General procedure for the preparation of benzylidene-protected amino acid esters
A dry 20 mL vessel with magnetic stirring bar was charged with 1 eq of amino acid ester hydrochloride (1g to 1k), sealed and flushed with argon three times. CHCl 3 was added to afford a 1 M solution followed by the addition of 0.99 eq (1.99 eq in case of ornithine (1k)) of benzaldehyde. The resulting stirred solution was cooled to 0 °C. After adding 1.1 eq (2.2 eq in case of ornithine (1k)) of triethylamine over 10 min, the mixture was gradually warmed to room temperature and stirred for 24 h. The reaction mixture was filtered through Na 2 SO 4 and the obtained light yellow filtrate was concentrated under vacuo and treated with Et 2 O to precipitate Et 3 N·HCl. The formed colourless precipitate was filtered off and the obtained filtrate was concentrated in vacuo to give the benzylidene protected amino acid.
Methyl (S)-2-(benzylideneamino)propanoate (1g)
O O N 970 mg (6.95 mmol, 1.0 eq) L-Alanine methyl ester hydrochloride, 700 µL (6.88 mmol, 0.99 eq) benzaldehyde, 1.06 mL (7.65 mmol, 1.1 eq) triethylamine and 7 mL CHCl 3 . Yield: 1.289 g (6.74 mmol, 97%), yellow viscous oil. 1, 163.1, 135.8, 131.3, 128.7, 128.6, 68.2, 52.4, 19.6 .
Methyl (S)-2-(benzylideneamino)-3-methylbutanoate (1h)
O O N 1.165 g (6.95 mmol, 1.0 eq) L-Valine methyl ester hydrochloride, 700 µL (6.88 mmol, 0.99 eq) benzaldehyde, 1.06 mL (7.65 mmol, 1.1 eq) triethylamine and 7 mL CHCl 3 . Yield: 1.4925 g (6.80 mmol, 98%), yellow viscous oil. 
